Unless otherwise stated, all reactions were carried out under an atmosphere of nitrogen. All glassware was flame dried under a stream of nitrogen before use. Cooling to 0 °C was effected using an ice-water bath. Reactions were monitored by thin layer chromatography (TLC) using Polygram Sil G/UV254 0.25 mm silica gel precoated plastic plates with fluorescent indicator. Sheets were visualised using ultraviolet light (254 nm), ninhydrin or KMnO4, as appropriate. Flash chromatography was performed using Fluorochem silica gel 60, 35-70 μM. The liquid phase was analytical grade 40-60 petroleum ether (pet. Ether) and ethyl acetate (EtOAc) unless otherwise stated.
Removal of solvents (in vacuo) was achieved using a Vacuubrand diaphragm pump or house vacuum and Büchi rotary evaporators.
All NMR data was collected using a Bruker AMX 300 MHz, Bruker AVANCE III 400 MHz, Bruker AVANCE 500 MHz or Bruker AVANCE III 600 MHz. Data was manipulated directly using Bruker XwinNMR (version 2.6), TopSpin (version 2.1) or Mnova (version 9.1.0). Reference values for residual solvents were taken as δ = 7.26 (CDCl3) and 2.51 ppm (DMSO-d6) for 1 H NMR; δ = 77.16 ppm (CDCl3) for 13 C NMR. Multiplicities for coupled signals were denoted as: s = singlet, d = doublet, t = triplet, q = quartet, m = multiplet, br. = broad, apt. = apparent and dd = double doublet etc. Coupling constants (J) are given in Hz and are uncorrected. Where appropriate, COSY, DEPT, HMBC, HMQC and NOE experiments were carried out to aid assignment. 1 H and 13 C assignments correspond to the major diastereomer only. Mass spectroscopy data was collected on a Thermo Finnigan Mat900xp (EI/CI) VG-70se (FAB) and Waters LCT Premier XE (ES) instruments. Infrared data was collected using a Perkin-Elmer 1600 FTIR machine as a thin film unless otherwise stated. Elemental analysis was performed on an Exeter Analytical Inc. EA440 horizontal load analyser. Melting points are uncorrected and were recorded on a Stuart Scientific SMP3 system.
Purification of Solvents and Reagents:
Commercial solvents and reagents were used as supplied or purified in accordance with standard procedures, as described below. THF, Et2O and Toluene were obtained from solvent towers, where the degassed solvent was passed through a 7-micron filter under 4 bar pressure. Nitrostyrenes 5a, 5b, 5c, 5e, 5f and 5g were synthesised according to a previous report. 1 4-bromo-2-iodoaniline was synthesised according to a previous report. 2 Et2Zn (1.0M in Hexanes) & Me2Zn (1.2M in PhMe) were used as supplied from Sigma Aldrich.
4-bromo-2-vinylaniline 9
A solution of 4-bromo-2-iodoaniline (2.98 g, 10.0 mmol), potassium vinyltrifluoroborate (1.34 g, 10.0 mmol), K2CO3 (1.66 g, 12.0 mmol) and Pd(PPh3)4 (1.16 g, 10 mol%, 1.00 mmol) in DME (30 mL) was added H2O (10 ml) and left to stir for 18 hours at 85°C. The reaction mixture was added brine (100 mL), the product was extracted with EtOAc (3 x 50 mL), dried (Na2SO4) and concentrated in vacuo to give the crude styrene 9 as a brown oil.
Purification by column chromatography (9:1 pet. Ether:EtOAc) gave the pure styrene 9 as a low melting brown solid (980 mg, 49%); Rf = 0.23 (9:1 pet. 
General Experimental -Dialkylzinc Addition
A solution of 5 (0.25 mmol) and Cu(OTf)2 (5 mol%) in Et2O (2.5 mL) was cooled to -78 °C over 30 minutes. A solution of ZnEt2 (0.375 mL of a 1.0 M solution in Hexanes, 1.5 equiv.) was added and the mixture stirred for up to 1 hour and then stirred for up to 2 hours at room temperature. The resulting suspension was re-cooled to -78 °C over 30 minutes and TFA (2.5 equiv.) was added drop wise, stirred for up to 1 hour and then stirred for up to 1 hour at room temperature. The reaction was then quenched with saturated aqueous NaHCO3 (50 mL), extracted with EtOAc or DCM (3 x 30 mL), the combined organic layers washed with brine (100 mL), dried (Na2SO4) and concentrated in vacuo to give the crude tetrahydroquinoline 6. Purification by column chromatography gave the pure tetrahydroquinoline. m, ArH), 
